Synthesis of [1]benzothieno[3,2-b]benzothiophene (1)
The title compound was prepared as per literature published procedure.
[S1] 1 H NMR 300
MHz (CDCl 3 ): δ 7.91 (4H, m), 7.44 (4H, m).
13
C NMR 75 MHz (CDCl 3 ): δ 142. 50, 133.67, 133.34, 125.22, 125.10, 124.26, 121 .82.
Synthesis of 2,7-dibromo[1]benzothieno[3,2-b]benzothiophene (2)
To an ice cold solution of [1] benzothieno [3,2-b] benzothiophene (0.1 g, 0.42 mmol) in dichloromethane (35 mL) with catalytic amount of iodine was added a solution of bromine (0.15 g, 0.9 mmol) in dichloromethane (15 mL) using a dropping funnel. The solution was stirred for 2 hour at 0 ˚C and then warmed to room temperature. The contents were stirred at room temperature for 8
hours. The reaction mixture was then precipitated by addition of methanol (50 mL). The precipitate was filtered and washed with 10 % hypo solution (20 mL x 3) followed by water (20 mL x 2), ethanol (20 mL x 2) and dichloromethane (20 mL x 2). The crude product was then chromatographed over silica gel using pentane as eluent to afford 2 (0.09 g, 57 %) shiny colorless solid. The final compound was further purified by crystallization using chloroform. UV-vis spectra were measured in dichloromethane solution (concentration: 10 -6 M) at 22 ˚C on a Carey 5000 UV-vis-NIR spectrophotometer (Agilent). The emission spectra were recorded on a Horiba FluoroLog 3 Spectrofluorometer as dichloromethane solutions or in the crystalline state. The electrochemical properties of 1 and 2 were investigated in dichloromethane with 0.1 M nBu 4 NPF 6 at a scan rate of 50 mVps. The oxidative behavior of both the compounds is qualitatively rather similar ( Figure 4 ). However, in accordance with the electron withdrawing influence of bromine in 2, the oxidation half-wave potential (E 1/2 = 1.59 V vs Ag/AgCl) shifted by about 110 mV when compared with 1 (E 1/2 = 1.48 V). From the onset potential (1.38 eV for 1 and 1.49 eV for 2),
the HOMO values of the two compounds estimated using the equation E HOMO = -4.4 -E onset [S2] are -5.8 eV for 1 and -5.9 eV for 2. 
Crystal Structure Determination
Colorless crystals suitable for single-crystal X-ray diffraction were cut out from plate like needles with several millimeters in length, and mounted with some grease onto nylon loops for X-ray diffraction. During crystal preparation it has turned out that especially the needles of C 12 H 6 S 2 Br 2 (2) easily split up into sheaves that stick to each other. This behavior is the reason for the relatively poor crystal data of 2 in comparison to 1.
Diffraction data were collected on a three circle diffractometer (Bruker AXS, Karlsruhe, Germany) equipped with a SMART-CCD, using MoK  radiation ( = 0.71073 Å). The 100 K measurement was performed using an N-Helix low temperature device (Oxford Cryosystems, Oxford, United Kingdom). The collection and reduction of data were carried out with the Bruker Suite software package. [S3] The intensities were corrected for absorption effects by applying a multi-scan method with Sadabs [S4] . Both structures were solved by Direct Methods and refined by full matrix leastsquares fitting with the Shelxtl software package. [S5] The positions of the hydrogen atoms in 1 were located from Fourier difference maps and refined together with the isotropic displacement parameters without any restrains. Because of the poor crystal quality of 2, the positions of the hydrogen atoms were treated by applying a riding model for the x, y and z coordinates using AFIX. [S6] The isotropic displacement parameters were restrained to 1.2 times of the attached carbon atoms.
The crystallographic data are given in Table 1 . 2 range /° 3.6-72.8 3.7-52.9 Index range -19 ≤ h ≤ 19 -9 ≤ k ≤ 9 -13 ≤ l ≤ 13 
